Allylamine (Sigma-Aldrich, ≥ 99%), 3-amino-1-propanol (Sigma-Aldrich, 99%), aniline (Sigma-Aldrich, 99%), benzylamine (Sigma-Aldrich, 99%), butylamine (Acros organics, ≥99), cyclohexanemethylamine (TCI, ≥98%), 1,8-diazabicyclo[5.4.0)undec-7-ene (Acros organics, 98%), DMSO-d6 (Eurisotop, 99.8%), diphenylcarbonate (Acros organics, 99%), ethyl carbazate (Sigma-Aldrich, 97%), ethylenediamine (Acros organics, ≥ 99%), ethanol (Sigma-Aldrich, 99.8%), isobutyric acid (VWR, 99%), octylamine (Sigma-Aldrich, 99%), oleylamine (Sigma-Aldrich, ≥98%), potassium carbonate (Roth, ≥ 99%), tetrahydrofurfuryl amine (TCI, ≥ 98%) and 1,5,7-triazabicyclo[4.4.0]dec-5-ene (Sigma-Aldrich, 98%) were used as received.
General procedure for the synthesis of urazoles via an activated intermediate -Thermal cyclization
Ethyl phenyl hydrazine-1,2-dicarboxylate (1 eq.) was melted at 80 °C under inert atmosphere. A primary amine (1 eq) was added and the mixture was stirred for 10 minutes. Subsequently, the temperature of the reaction mixture was increased to 250 °C for 1 h and a gentle nitrogen flow was applied.
-Basic cyclization
Ethyl phenyl hydrazine-1,2-dicarboxylate (1 eq.) was melted at 80 °C under inert atmosphere. A primary amine (1 eq) was added and the mixture was stirred for 10 minutes. Subsequently, ethanol and K2CO3 (5 eq) were added and the mixture was refluxed overnight. The reaction mixture was cooled to room temperature and acidified to pH 1 with HCl in propanol (5-6 N). The precipitate was filtered off, the reaction mixture was concentrated in vacuo and residual phenol was removed under vacuum at 80°C for 3 hours.
Synthesis of the activated carbamate of aniline 2.14 g Diphenyl carbonate (1 eq., 10 mmol) was heated to 80°C under inert atmosphere (N2). 1.1 mL aniline (1.2 eq., 12 mmol) and 0.18 mL isobutyric acid (0.2 eq., 2 mmol) were added and the mixture was stirred for 4 h. The mixture was dissolved in DCM (10 mL) and extracted with 4M KOH (2 x 2 mL) and brine (1 x 1 mL). The organic phase was dried over MgSO4 and concentrated in vacuo. A mixture of the product and aniline was obtained. Figure S1 - 
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